and ethylene glycol (10 drops). The mixture was heated to 80 o C and the preformed boronic ester was added slowly. The reaction mixture was heated at reflux overnight, cooled to room temperature, diluted with diethyl ether (50 ml) and washed with H 2 O (50 ml). The aqueous layer was extracted with diethyl ether (50 ml). The combined organic layers were dried over Na 2 SO 4 . After evaporation of the solvent, the product was purified by column chromatography on silica gel (heptane) to afford 4 as a sticky oil (0.56 g, 51% 
2) B(OBu) 3
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Methyl-4-(5-methyl-4-(2-(2-methyl-5-phenylthiophen-3-yl)cyclopent-1-enyl)thiophen-2-yl)benzoate (4).
3-(2-(5-chloro-2-methylthiophen-3-yl)cyclopent-1-enyl)-2-methyl-5-phenylthiophene 3 (0.87 g, 2.36 mmol) in THF (40 ml) was treated with t-Buli ( 2.36 ml, 1.5 M in pentane, 3.54 mmol) under a N 2 atmosphere. After 1h, B(OBu) 3 (0.95 ml, 3.54 mmol) was added and the mixture was stirred for 1 h at room temperature. A separate flask was charged with methyl 4-bromobenzoate (0.76 g, 3.54 mmol), [Pd(PPh 3 ) 4 ] (81 mg, 0.07 mmol), THF (50 ml), aqueous Na 2 CO 3 (2 M, 10 ml) and ethylene glycol (10 drops). The mixture was heated to 80 o C and the preformed boronic ester was added slowly. The reaction mixture was heated at reflux overnight, cooled to room temperature, diluted with diethyl ether (50 ml) and washed with H 2 O (50 ml). The aqueous layer was extracted with diethyl ether (50 ml). The combined organic layers were dried over Na 2 SO 4 . After evaporation of the solvent, the product was purified by column chromatography on silica gel (heptane) to afford 4 as a sticky oil (0.56 g, 51% (50 ml) was added and the solution was washed with, respectively, 1M aq. HCl (2 x 20 ml), brine (1 x 20 ml), saturated aqueous bicarbonate solution (1x20 ml) and H 2 O (1x20 ml). 
Electrode Modification
The ITO glass slides were treated with a 1 mM solution of compound 1 at reflux in Surface roughness determination A Dimension scanning probe microscope (Digital Instruments) was employed to observe the film morphology. The characterization was performed under ambient conditions by tapping mode AFM on several samples of 1o-ITO and with different tips. The root mean square (RMS) surface roughness of the surface of 1o-ITO as measured by atomic force microscopy (AFM) on areas typically of 1x1 µm 2 was 12 nm. For Figure S2a , the effective area was calculated to be 0.7764 µm 2 by WsXM software, which corresponds to a roughness factor of 1.2. AFM phase contrast images have been shown to be sensitive to material surface properties, such as chemical composition. Figure S2b is the phase contrast image corresponding to the topography shown on Figure S2a . It shows a different contrast than Figure S2a . This contrast corresponds to uncovered or monolayer-covered ITO areas. It shows that the organic coverage is homogeneously distributed over the surface. ) the extent of disproportion of the monocation generated is low and the rapid reduction of the dication inhibits ring opening. At slower scan rates the equilibrium is driven towards the open form 1o-ITO, and overall ring open will be observed.
Cyclic voltammetry of 1o-ITO before and after photochemical ring-opening followed by photochemical ring closure monitored at 0.1 V s -1 . 
